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Analytical Data
Yields refer to isolated yields of compounds estimated to be >95% pure as determined by 1 H-NMR (25 °C) and capillary GC. For mixture of trans-and cis-isomers only the trans-isomer is characterized.
NMR spectra were recorded on Bruker ARX 200, AC 300, WH 400 or AMX 600 instruments.
Chemical shifts are reported as δ-values in ppm relative to the deuterated solvent peak: CDCl3 
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Typical procedures (TP)
Typical procedure for the in situ trapping metalation of 1,2-dicyanobenzene in flow followed by the reaction with an electrophile in batch (TP 1):
The flow system (FlowSyn, Uniqsis) was dried by flushing it with dry THF (flow rate of all pumps: 
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Typical procedure for the in situ trapping metalation in flow of 1,3-dicyanobenzene followed by the reaction with an electrophile in batch (TP 2):
The flow system (FlowSyn, Uniqsis) was dried by flushing it with dry THF (flow rate of all pumps:
1.00 mL/min; run-time: 30 min). Injection loop A (1.0 mL) was loaded with TMPLi (0.51 -0.66 M in dry THF; 1.5 equiv) and injection loop B (1.0 mL) was loaded with the reactant solution (0.34 -0.38 M in dry THF containing 0.5 equiv ZnCl2 additive). The solutions were simultaneously injected into separate THF streams (pump A and B, flow rates: 2.50 mL/min), which passed a pre-cooling loop (1 mL; residence time: 24 s; -78 °C) respectively, before they were mixed in a coiled reactor (1 mL; residence time: 36 s; -78 °C). The combined streams were collected in a flame-dried, argon flushed 25 mL flask equipped with a magnetic stirrer and a septum containing the electrophile (0.8 -1.2 equiv) dissolved in dry THF (1 mL). Then, the reaction mixture was further stirred for the indicated time at the indicated temperature. The completion of the reaction was checked by GC analysis of reaction aliquots quenched with concentrated aqueous NH4Cl solution and using dodecane or hexadecane as an internal standard.
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Typical procedure for the in situ trapping metalation in flow of 3-methoxybenzonitrile followed by the reaction with an electrophile in batch (TP 3):
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Preparation of products
3-Iodophthalonitrile (3a)
According to TP 1, injection loop A and B were loaded with solutions of 1,2-dicyanobenzene (1a;
0.42 M containing 0.5 equiv ZnCl2, 1 mL) and TMPLi (0.63 M, 1 mL). After injection and in situ trapping metalation the combined streams were collected in a flask containing I2 (197 mg; 0.84 mmol;
2.0 equiv) dissolved in THF (1 mL). The reaction mixture was stirred for further 2 h at 0 °C before it was quenched with sat. Na2S2O3 (15 mL). The aq. layer was extracted with EtOAc (3×15 mL), the combined organic fractions were dried over anhydrous Mg2SO4, filtrated and the solvent was removed in vacuo. Purification by flash column chromatography (silica gel; i-hexane:EtOAc = 8:2) afforded 3a
as a white powder (93 mg; 0.37 mmol; 88%).
scale-up procedure
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